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1 H and 13 C NMR spectra of ligands L1-L3
Figure S1 1 H and 13 C NMR spectra of L1 in CDCl 3 at 20°C. 
2.
HRMS spectra of complexes C1-C3
Figure S4
HRMS peak of C1.
Figure S5
HRMS peak of C2.
Figure S6
HRMS peak of C3.
1 H NMR spectra of crude CO 2 /epoxide coupling reaction mixtures

Figure S7
Typical 1 H NMR spectrum of a CO 2 /propylene oxide coupling crude reaction mixture in CDCl 3 at 20°C. Conversion was determined via integration of the CH 3 propylene carbonate (product) peak at 1.37 ppm against the CH 3 propylene oxide (starting material) peak at 1.20 ppm. Figure S8 Typical 1 H NMR spectrum of a CO 2 /cyclohexene oxide coupling crude reaction mixture in CDCl 3 at 20°C. Conversion was determined via integration of the OCHCH 2 CH 2 cyclohexene carbonate (product) peak at 4.66 ppm against the OCHCH 2 CH 2 cyclohexene oxide (starting material) peak at 3.09 ppm. 1 Figure S9 Typical 1 H NMR spectrum of a CO 2 /1,2-epoxybutane coupling crude reaction mixture in CDCl 3 at 20°C. Conversion was determined via integration of the OCH butylene carbonate (product) peak at 4.63 ppm against the OCHCH 2 CH 2 1,2-epoxybutane (starting material) peak at 2.83 ppm.
Figure S10 Typical 1 H NMR spectrum of a CO 2 /1,2-epoxy-3-phenoxypropane coupling crude reaction mixture in CDCl 3 at 20°C. Conversion was determined via integration of the OCH carbonate (product) peak at 4.25 ppm against the OCHC 1,2-epoxy-3-phenoxypropane (starting material) peak at 3.39 ppm.
Figure S11
Typical 1 H NMR spectrum of a CO 2 /epichlorohydrin coupling crude reaction mixture in CDCl 3 at 20°C. Conversion was determined via integration of the OCH carbonate (product) peak at 4.98 ppm against the OCH epichlorohydrin (starting material) peak at 3.21 ppm. 
Figure S12
Kinetic plot for the synthesis of propylene carbonate using C3 with 10000 equivalents of substrate. Conditions: 100 ml stainless steel autoclaves, 20 bar CO 2 pressure, 120°C, neat. Conversion was determined using 1 H NMR spectra of crude reaction mixtures. 
Data for CO 2 /cyclohexene oxide coupling reactions
6.
Comparison with other Fe complexes for CO 2 /epoxide coupling in the literature 4 1/5/1000 35 1 1 10 100 100 3 5 1/10/10000 120 20 1 52 5200 5200 4 6 1/4/4000 100 20 6 27 1080 180 5 7 1/1/100 100 15 1 100 100 100 6 8 1/4/4000 100 20 6 87 3160 580 7 9 1/5/100 25 10 18 88 88 5 8 10 1 Conditions: 100 ml stainless steel autoclaves, 20 bar CO 2 pressure, 100°C, neat. Conversion was determined using 1 H NMR spectra of crude reaction mixtures.
Lower temperature CO 2 /propylene oxide coupling experiments
8.
Kinetic data for the synthesis of propylene carbonate catalysed by C3. Conditions: 100 ml stainless steel autoclaves, 20 bar CO 2 pressure, 120°C, neat. Conversion was determined using 1 H NMR spectra of crude reaction mixtures.
Catalyst decomposition studies via FT-IR spectroscopy
Figure S16 FT-IR spectrum of C3 catalyst complex.
Figure S17
FT-IR spectrum of C3 after stirring in water for 1 hour at ambient temperature, with subsequent removal of the water under vacuum. No new -OH resonance was observed, and the resonances from C3 remain consistent between the two spectra. The average of the equatorial angles [Cl1-Fe1-O1, 119.50°; Cl1-Fe1-O1', 119.50°; O1-Fe1-O1', 121.00° is 120.00°, which corresponds to 100% equatorial trigonal bipyramidal character (TBP e ). 14 
X-ray data for
